For improving the vacuum and mitigating the electron clouds in ultra-high vacuum chamber systems of high-energy accelerators, the deposition of Ti-V-Hf-Zr getter film on a laser-treated aluminum alloy substrate was proposed and exploited for the first time in this study. The laser-treated aluminum surface exhibits a low secondary electron yield (SEY), which is even lower than 1 for some selected laser parameters. Non-evaporable getter (NEG) Ti-V-Hf-Zr film coatings were prepared using the direct current (DC) sputtering method. The surface morphology, surface roughness and composition of Ti-V-Hf-Zr getter films were characterized and analyzed. The maximum SEY of unactivated Ti-V-Hf-Zr getter film on laser-treated aluminum alloy substrates ranged from 1.10 to 1.48. The X-ray photoelectron spectroscopy (XPS) spectra demonstrate that the Ti-V-Hf-Zr coated laser-treated aluminum alloy could be partially activated after being heated at 100 and 150 • C, respectively, for 1 h in a vacuum and also used as a pump. The results were demonstrated initially and the potential application should be considered in future particle accelerators. such as laser processing surface technique [10], TiN film [11, 12] , amorphous carbon coating [13, 14] , diamond-like carbon coating [15] , graphene films [16] and so on have been proposed. With the advantage of an inexpensive and easily reproducible laser-processing surface technique is a promising method that is used to produce a low secondary electron yield (SEY) surface compared with other methods. Numerous factors can affect the SEY of sample surfaces, such as surface contamination, morphology, roughness, temperature, electrons/ions/photons irradiation, etc. By laser processing, the surface morphology can be modified, leading to a low SEY surface and the enhancement of the superficial area of the substrates for non-evaporable getter (NEG) coatings. Subsequently, the modified surface will improve the absorption capability and reduce the SEY of the getter film to some extent. To improve the vacuum and mitigate the electron clouds in ultra-high vacuum chamber systems of high-energy accelerators, Ti-V-Hf-Zr getter film coatings were deposited on laser-treated aluminum alloy.
Introduction
The main challenges for the vacuum in next-generation particle accelerators with high-energy, high-luminosity, high-intensity and long beam lifetime, are the achievement of an ultra-high vacuum and the reduction of vacuum instabilities. To solve the problem of ultra-high vacuum, non-evaporable getter coatings were developed due to their advantages such as evenly distributed pumping speed, low activation temperature, low particle-induced desorption and low thermal outgassing rates [1] [2] [3] [4] [5] [6] . These properties provide the only solution for a conductance-limited environment in many cases [7] . To improve the distributed pumping speed and reduce thermal outgassing and particle-induced outgassing rates, Ti-V-Hf-Zr getter film coatings were proposed by Malyshev et al. The related experimental results showed that electron stimulated desorption yields for all desorbed species of this film are lower than those of Ti-V-Zr film [1] . Therefore, Ti-V-Hf-Zr getter film coatings were deposited on aluminum alloy substrates in this study.
On the other hand, the electron cloud is one of the key problems for high-intensity positively charged particle accelerators such as the High-Energy Accelerator Research Organisation B-factory (KEKB) [8] , Large Hadron Collider (LHC) etc. [9] , which can prominently influence accelerator operation and the quality of the beam. Over the past few decades, various electron cloud inhibition methods
Materials and Methods
The Ti-V-Hf-Zr getter film was deposited on Si<100> single-crystals, untreated aluminum alloy and laser-treated aluminum alloy substrates using the direct current (DC) sputtering method. The polished Si wafers were purchased from Topvendor Technology Company (Beijing, China). The Si substrates were cut from disks with a purity of 99.999% and thickness of 250 µm. The ratio of Al element content of 6061-T6 aluminum alloy substrate in the experiments was 97.9607%. The aluminum alloy substrates were water-jet cut from an ingot and subsequently polished, with the dimensions of 10 mm × 10 mm × 0.5 mm for scanning electron microscope (SEM), laser-scanning confocal microscopy (LSCM, LEXT Olympus OLS4000-SU, Olympus, Tokyo, Japan) and X-ray photoelectron spectroscopy (XPS) tests and 9 mm × 20 mm × 0.5 mm for SEY (introduced in Ref. [17] ) measurements. Before initiating film deposition, aluminum alloy, laser-treated aluminum alloy and Si<100> substrates were cleaned with acetone and rinsed with absolute ethyl alcohol for 15 min, respectively, using an ultrasonic cleaning machine.
Laser Parameters
Aluminum alloy substrates were modified by a Han's laser K20-CS nanosecond pulsed fiber laser (Han's Laser, Shenzhen, China) to produce a micro/nano-structures surface. With a Gaussian intensity profile, the laser beam was focused on the sample surfaces. Sample #1-#5 were all treated by an average laser power of 13.33 W, a pulse repetition frequency of 20 kHz, 1/e 2 diameter of the laser spot size (the intensity fallen to 1/e 2 of the central value) of 15 µm and a laser wavelength of 1064 nm in the air under atmospheric pressure. In this study, there were two lasers hatched patterns (equidistant and non-equidistant patterns). Figure 1a illustrates a line pattern with a pitch of 15 microns and the line length of 11 mm. A repetition of a sequence of surface patterning (5, 10, 10, 25 µm) repeated per 50 µm is shown in Figure 1b . The lines are a series of overlapped craters. In other references [10] , the line or cross-hatched patterns were equidistant. Non-equidistant laser-processing patterns could also have an effective impact on surface morphology and SEY; thus, their characteristics are explored in this study. Table 1 lists the laser parameters of the samples used in this paper, the maximum SEY (δ max ), as well as the energy of the maximum SEY (E max ). After ultrasonic cleaning in absolute ethyl alcohol and acetone for 15 min separately, the laser-treated aluminum alloy samples were transferred to the film-coating equipment. Furthermore, the reproducibility of roughness (Ra, the arithmetical average of surface heights) on the laser-treated aluminum surface based on experience was over 95% measured by LSCM.
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Film-Coating Equipment
The deposition system primarily consists of gas-flow meters, chamber vent valves, gauges, a power control system, a vacuum chamber, a Ti-V-Hf-Zr cathode target, a sample holder, a turbo pump and a roughing pump. The distance from samples to the target was 8 cm. The background pressure reached nearly 5.8 × 10 −4 Pa. Ti-V-Hf-Zr getter films were deposited on the surfaces of laser-treated aluminum samples with argon as the sputtering gas. The typical sputtering parameters for Ti-V-Hf-Zr getter film deposition were Ar flow rate of 20 sccm, the cathode voltage of 332 V, the working gas pressure of 0.5 Pa, the sputtering current of 0.92 A and the deposition duration of 20 min. After film deposition, Ar was introduced into the vacuum chamber until the window of the vacuum chamber could be open. The bulk cathode target of 76.8 mm in diameter was made of Ti, Zr, V and Hf powders with an atomic ratio of 1:1:1:1. Si<110> substrates were used as reference samples for assessing the average thickness of Ti-V-Hf-Zr getter film coating laser-treated aluminum alloy substrates. The SEYs were measured after the coated samples were exposed to air.
Characterization Method
The surface morphology and cross-sectional morphology images of laser-treated aluminum alloy samples before and after Ti-V-Hf-Zr getter film deposition were captured by a 7800F Schottky field SEM (JEOL, Tokyo, Japan). The surface chemical contents of Ti-V-Hf-Zr getter film deposition were determined using a ESCALAB 250 XPS (Thermo, Waltham, MA, USA) with Al Kα X-rays. In order to investigate the film internal stoichiometry, the film surface was bombarded by Ar + for 5 min with an argon ion gun at an incident angle of 45°. The ion beam voltage and emission current were 3 kV and 2 µA, respectively. The etching area was about 1 mm × 1 mm. Ti-V-Hf-Zr coated laser-treated aluminum alloy was activated at 100 °C for 1 h and 150 °C for 1 h in vacuum and the XPS results were achieved before and after the activation. A Helios Nanolab 600 dual-beam focused ion beam 
Film-Coating Equipment
Characterization Method
The surface morphology and cross-sectional morphology images of laser-treated aluminum alloy samples before and after Ti-V-Hf-Zr getter film deposition were captured by a 7800F Schottky field SEM (JEOL, Tokyo, Japan). The surface chemical contents of Ti-V-Hf-Zr getter film deposition were determined using a ESCALAB 250 XPS (Thermo, Waltham, MA, USA) with Al Kα X-rays. In order to investigate the film internal stoichiometry, the film surface was bombarded by Ar + for 5 min with an argon ion gun at an incident angle of 45 • . The ion beam voltage and emission current were 3 kV and 2 µA, respectively. The etching area was about 1 mm × 1 mm. Ti-V-Hf-Zr coated laser-treated aluminum alloy was activated at 100 • C for 1 h and 150 • C for 1 h in vacuum and the XPS results were achieved before and after the activation. A Helios Nanolab 600 dual-beam focused ion beam (FIB)-SEM system (FEI, Hillsboro, OR, USA) was employed for localized micro-machining and high-resolution imaging acquisition, which is capable of imaging with a resolution better than 1 nm at 15 kV beam energies. The SEY measurements were determined with the equipment as introduced in reference [17] . The pressure during SEY measurements is usually below 10 −7 Pa. The SEY is calculated by the following equation:
where I s is the secondary electron current, I t of the current though the sample holder. The primary current refers to the sum of I s and I t . The dimensions of the samples for SEY measurements were 9 mm × 20 mm × 0.5 mm. The electron dose was calculated to be about 7 × 10 −6 C·mm −2 . The primary electron (PE) current was 10 nA. The precision of the SEY was calculated as nearly ±0.05. Finally, the test temperature was approximately 25 • C.
Results and Discussion

Surface and Cross-Section Morphology
To assess the thickness of Ti-V-Hf-Zr getter film coatings with laser-treated aluminum alloy substrates, the thickness was measured from the getter film deposited on silicon-substrate taken as a reference. The SEM image of the cross-section of this film is exhibited in Figure 2 . It can be seen that the average thickness of the Ti-V-Hf-Zr getter film was about 485 nm. (FIB)-SEM system (FEI, Hillsboro, OR, USA) was employed for localized micro-machining and high-resolution imaging acquisition, which is capable of imaging with a resolution better than 1 nm at 15 kV beam energies. The SEY measurements were determined with the equipment as introduced in reference [17] . The pressure during SEY measurements is usually below 10 −7 Pa. The SEY is calculated by the following equation:
where Is is the secondary electron current, It of the current though the sample holder. The primary current refers to the sum of Is and It. The dimensions of the samples for SEY measurements were 9 mm × 20 mm × 0.5 mm. The electron dose was calculated to be about 7 × 10 −6 C·mm −2 . The primary electron (PE) current was 10 nA. The precision of the SEY was calculated as nearly ±0.05. Finally, the test temperature was approximately 25 °C.
Results and Discussion
Surface and Cross-Section Morphology
To assess the thickness of Ti-V-Hf-Zr getter film coatings with laser-treated aluminum alloy substrates, the thickness was measured from the getter film deposited on silicon-substrate taken as a reference. The SEM image of the cross-section of this film is exhibited in Figure 2 . It can be seen that the average thickness of the Ti-V-Hf-Zr getter film was about 485 nm. The surface morphologies of the five laser-treated samples #1-#5 before and after film deposition were investigated by SEM as shown in Figure 3 . The grooved surface was obtained after film deposition. The surface morphology of coated laser-treated samples #1-#5 in Figure 3 were much rougher than those of coated untreated aluminum alloy substrate in Figure 4 . It can be seen that floccule-like structures were formed on the surface of sphere/columnar-like grains during aluminum surface treatment by laser processing. However, this kind of floccule-like structure was not presented after film deposition. It can be speculated that these nano-size floccule-like structures and profiles with different depth-to-width ratios and angles could influence the SEY properties. Given the surface roughness testing results obtained by LSCM, the influence of surface roughness on the SEY will be discussed in Section 3.3.
FIB-SEM was used to understand the interface between Ti-V-Hf-Zr getter film and the laser-treated substrate surface. The SEM top view images of sample #2 after film deposition are given in Figure 5 . The film region is light grey and the aluminum alloy substrate is represented as darker grey. The regions in red rectangle and ellipse of sample #2 in Figure 5a are the Ti-V-Hf-Zr thin film and porous structure after laser engineering, respectively. The aforementioned images clearly show the film and laser-treated aluminum alloy substrates. Figure 5b illustrates that the film thickness of sample #2 on the peak region of the laser-treated surface was higher than that in the The surface morphologies of the five laser-treated samples #1-#5 before and after film deposition were investigated by SEM as shown in Figure 3 . The grooved surface was obtained after film deposition. The surface morphology of coated laser-treated samples #1-#5 in Figure 3 were much rougher than those of coated untreated aluminum alloy substrate in Figure 4 . It can be seen that floccule-like structures were formed on the surface of sphere/columnar-like grains during aluminum surface treatment by laser processing. However, this kind of floccule-like structure was not presented after film deposition. It can be speculated that these nano-size floccule-like structures and profiles with different depth-to-width ratios and angles could influence the SEY properties. Given the surface roughness testing results obtained by LSCM, the influence of surface roughness on the SEY will be discussed in Section 3.3.
Coatings 2019, 9, 839 5 of 15 film was deposited in the porous surface of the laser-treated substrates where the sputtering metal atoms could reach during the depositing process. By comparing this with the fracture surface morphology of film coatings on silicon substrates in Figure 2 , that of the coated laser-treated surface of sample #2 was more rugged in Figure 5 . This indicates that the SEY of coated laser-treated sample may be lower than that of coated silicon samples. FIB-SEM was used to understand the interface between Ti-V-Hf-Zr getter film and the laser-treated substrate surface. The SEM top view images of sample #2 after film deposition are given in Figure 5 . The film region is light grey and the aluminum alloy substrate is represented as darker grey. The regions in red rectangle and ellipse of sample #2 in Figure 5a are the Ti-V-Hf-Zr thin film and porous structure after laser engineering, respectively. The aforementioned images clearly show the film and laser-treated aluminum alloy substrates. Figure 5b illustrates that the film thickness of sample #2 on the peak region of the laser-treated surface was higher than that in the valley region. As shown in Figure 5c , the region in the triangle indicates that the Ti-V-Hf-Zr getter film was deposited in the porous surface of the laser-treated substrates where the sputtering metal atoms could reach during the depositing process. By comparing this with the fracture surface morphology of film coatings on silicon substrates in Figure 2 , that of the coated laser-treated surface of sample #2 was more rugged in Figure 5 . This indicates that the SEY of coated laser-treated sample may be lower than that of coated silicon samples. 
Surface Composition
Surface chemical state is one of the essential factors affecting the SEYs of films. To realize the surface chemical information, XPS measurements were taken.
The XPS chemistry of the Ti-V-Hf-Zr getter film on laser-treated substrate sample #1 before and after the activation (labelled "150 °C" for 1 h in Figure 6 ) was studied. Figure 6a shows the survey scan of the activated and unactivated Ti-V-Hf-Zr coated laser-treated sample #1.
As shown in Figure 6b , the Ti 2p3/2 peak of unactivated Ti-V-Hf-Zr coated laser-treated sample #1 exhibits the metallic titanium state at the binding energy (BE) of 454.3 eV (2p3/2) and the oxide structures at the BE of 458.3 eV (2p3/2) [18] [19] [20] . After the activation, the suboxide titanium appeared at the BE of 456.2 eV (2p3/2). The concentration of titanium oxide decreased about 37.65% after activation.
The V 2p3/2 spectra of Ti-V-Hf-Zr getter film display several elementary peaks which can be seen from the V (V) state at a BE peak of 517.5 eV to metallic vanadium state at a BE of 512.5 eV [21] in Figure 6c . After the activation, the percentage of V 2p(V) decreased dramatically and that of metallic vanadium increased significantly.
In Figure 6d , the Zr 3d spin-orbit doublet peaks for unactivated Ti-V-Hf-Zr getter film were at 
The XPS chemistry of the Ti-V-Hf-Zr getter film on laser-treated substrate sample #1 before and after the activation (labelled "150 • C" for 1 h in Figure 6 ) was studied. Figure 6a shows the survey scan of the activated and unactivated Ti-V-Hf-Zr coated laser-treated sample #1.
Ti-V-Hf-Zr getter film. It can be speculated that the Ti-V-Hf-Zr getter film grows non-stoichiometrically on deep lying holes in the nanostructure. Moreover, the average element ratio of the target was 1:1:1:1. While the film elements ratios is different with that of the target. The elements ratio difference is caused by different sputtering yields of different metal elements and the interaction between various atoms. 
Secondary Electron Yield (SEY) Results
The SEY results of coated and uncoated laser-treated aluminum alloy substrates are plotted in Figure 7a -e, with the primary energy (Ep) ranging from 100 to 3000 eV. The SEYs of unactivated NEG films on Sample #1-#5 were examined.
The blue SEY curve of laser-treated sample #1 continues to rise at 100 ≤ Ep ≤ 3000 eV, as shown in Figure 7a . In the meantime, the blue SEY curve of laser-treated sample #2 increases linearly at 100 ≤ Ep ≤ 500 eV and then decreases gradually. The δmax of treated sample #1 and of sample #2 after getter film deposition were 1.25 and 1.19, respectively, as depicted in Figure 7a ,b. The shapes of orange SEY curves of the NEG coated laser-treated sample #1 and of sample #2 are very similar. Furthermore, the corresponding primary energy (Emax) of δmax were 400 eV for both samples. The surface roughnesses of these two samples were close, up to 8.654 and 8.763 µm, respectively, which may contribute the similar curve shapes. As shown in Figure 6b , the Ti 2p 3/2 peak of unactivated Ti-V-Hf-Zr coated laser-treated sample #1 exhibits the metallic titanium state at the binding energy (BE) of 454.3 eV (2p 3/2 ) and the oxide structures at the BE of 458.3 eV (2p 3/2 ) [18] [19] [20] . After the activation, the suboxide titanium appeared at the BE of 456.2 eV (2p 3/2 ). The concentration of titanium oxide decreased about 37.65% after activation.
The V 2p 3/2 spectra of Ti-V-Hf-Zr getter film display several elementary peaks which can be seen from the V (V) state at a BE peak of 517.5 eV to metallic vanadium state at a BE of 512.5 eV [21] in Figure 6c . After the activation, the percentage of V 2p(V) decreased dramatically and that of metallic vanadium increased significantly.
In Figure 6d , the Zr 3d spin-orbit doublet peaks for unactivated Ti-V-Hf-Zr getter film were at 182.7 and 180.4 eV for Zr 3d of Zr(IV) state and Zr 3d of Zr(II) state, respectively [22, 23] . The fit results of the Zr 3d spectrum after the activation indicate the appearance of metallic Zr. The position of the peak of metallic Zr at 178.8 eV is consistent with the metallic state in reference [24, 25] . Figure 6e shows the fit results of the three contributions (Hf metal, Hf suboxide and Hf oxide) for unactivated and activated Ti-V-Hf-Zr getter film on the laser-treated substrate. The spectrum of unactivated Ti-V-Hf-Zr getter film presents three doublets corresponding to various oxidation states: suboxide (4f 7/2 at 16.2 eV) and Hf oxide (4f 7/2 at 17.0 eV) [26, 27] . The ratio of metallic Hafnium (4f 7/2 at 14.5 eV) of the activated Ti-V-Hf-Zr getter film was observably higher than that of the unactivated one. The Hf oxide content of Ti-V-Hf-Zr getter film decreased dramatically about 52.5% after the activation.
Therefore, the XPS spectra in Figure 6 demonstrate that the Ti-V-Hf-Zr coated laser-treated aluminum alloy could be partially activated after being heated at 100 and 150 • C, respectively, for 1 h in a vacuum and also used as a pump.
Since it is known that NEG activation temperatures strongly depend on stoichiometry, the average atomic ratios of Ti, V, Hf and Zr elements of the film before and after activation at 100 • C for 1 h and 150 • C for 1 h were around 0.86:1.00:1.13:0.30 and 0.81:1.00:1.12:0.27, respectively, as shown in Figure 6a . On the whole, this variation is basically homogeneous (with element ratio difference of 1%-10%) on the laser-treated sample, probably suggesting that it may imply effective pumping and the NEG activation temperature will be mostly stable for Ti-V-Hf-Zr getter on laser processed aluminum alloy.
In order to investigate the internal stoichiometry of the Ti-V-Hf-Zr getter film, the film surface was bombarded by Ar + ions. After ion stripping, the internal stoichiometry of the film can be obtained. The average atomic ratios of Ti, V, Hf and Zr elements of the film on sample #1 before and after ion stripping were nearly 1.2:1.0:1.3:1.8 and 1.5:1.0:1.9:1.4, respectively, as shown in Figure 6f . The elements ratios of the Ti and Hf elements of the stripped one increased about 20% and 31%, respectively, and that of Zr element decreases about 29%, compared with that of the unstripped Ti-V-Hf-Zr getter film. It can be speculated that the Ti-V-Hf-Zr getter film grows non-stoichiometrically on deep lying holes in the nanostructure. Moreover, the average element ratio of the target was 1:1:1:1. While the film elements ratios is different with that of the target. The elements ratio difference is caused by different sputtering yields of different metal elements and the interaction between various atoms.
The SEY results of coated and uncoated laser-treated aluminum alloy substrates are plotted in Figure 7a -e, with the primary energy (E p ) ranging from 100 to 3000 eV. The SEYs of unactivated NEG films on Sample #1-#5 were examined. 
The blue SEY curve of laser-treated sample #1 continues to rise at 100 ≤ Ep ≤ 3000 eV, as shown in Figure 7a . In the meantime, the blue SEY curve of laser-treated sample #2 increases linearly at 100 ≤ Ep ≤ 500 eV and then decreases gradually. The δmax of treated sample #1 and of sample #2 after getter film deposition were 1.25 and 1.19, respectively, as depicted in Figure 7a ,b. The shapes of orange SEY curves of the NEG coated laser-treated sample #1 and of sample #2 are very similar. Furthermore, the corresponding primary energy (Emax) of δmax were 400 eV for both samples. The surface roughnesses of these two samples were close, up to 8.654 and 8.763 µm, respectively, which may contribute the similar curve shapes. In Figure 7b ,c, at Ep ≤ 500 eV, the maximum SEYs of uncoated laser-treated sample #2 (blue curves) with a scanning speed of 100 mm·s −1 and uncoated laser-treated sample #3 (blue curves) of 150 mm·s −1 were 1.12 and 1.00, respectively. Nevertheless, after getter film deposition, the maximum SEYs of the getter coated samples #2 and #3 (orange curves) were 1.19 and 1.34 at Ep ≤ 500 eV, respectively. As a result, the scanning speed could influence the SEY of laser-treated aluminum alloy samples before and after film deposition, thereby leading to various maximum SEY variation trends. In Figure 7d ,e, both with the same non-equidistant laser-processing pattern, the δmax of uncoated laser-treated sample #4 (blue curve) with the scanning speed of 100 mm·s −1 and the uncoated laser-treated sample #5 (blue curve) of 150 mm·s −1 were 1.26 and 1.10, respectively. However, the δmax of getter coated sample #4 and #5 (orange curves) after film deposition were 1.06 and 1.48, respectively.
As presented in Figure 7a -e, the value of the SEY after coating might be higher and lower than that of the respective sample without coating. Several factors, such as surface roughness, topography etc., can influence the SEY results of the samples. The surface roughnesses of the getter film coated laser-treated aluminum alloy samples decreased by about 5.5%-22.0%, compared with that of uncoated ones.
In Figure 7f , the blue curve indicates the SEY of uncoated untreated aluminum alloy and the orange one represents that of the NEG coated untreated aluminum alloy. By comparing with the blue curve of uncoated and untreated aluminum alloy sample in Figure 7f , it can be seen that the maximum SEY of the blue curve in Figure 7a of uncoated laser-treated sample #1 with a pitch The blue SEY curve of laser-treated sample #1 continues to rise at 100 ≤ E p ≤ 3000 eV, as shown in Figure 7a . In the meantime, the blue SEY curve of laser-treated sample #2 increases linearly at 100 ≤ E p ≤ 500 eV and then decreases gradually. The δ max of treated sample #1 and of sample #2 after getter film deposition were 1.25 and 1.19, respectively, as depicted in Figure 7a ,b. The shapes of orange SEY curves of the NEG coated laser-treated sample #1 and of sample #2 are very similar. Furthermore, the corresponding primary energy (E max ) of δ max were 400 eV for both samples. The surface roughnesses of these two samples were close, up to 8.654 and 8.763 µm, respectively, which may contribute the similar curve shapes.
In Figure 7b ,c, at E p ≤ 500 eV, the maximum SEYs of uncoated laser-treated sample #2 (blue curves) with a scanning speed of 100 mm·s −1 and uncoated laser-treated sample #3 (blue curves) of 150 mm·s −1 were 1.12 and 1.00, respectively. Nevertheless, after getter film deposition, the maximum SEYs of the getter coated samples #2 and #3 (orange curves) were 1.19 and 1.34 at E p ≤ 500 eV, respectively. As a result, the scanning speed could influence the SEY of laser-treated aluminum alloy samples before and after film deposition, thereby leading to various maximum SEY variation trends. In Figure 7d ,e, both with the same non-equidistant laser-processing pattern, the δ max of uncoated laser-treated sample #4 (blue curve) with the scanning speed of 100 mm·s −1 and the uncoated laser-treated sample #5 (blue curve) of 150 mm·s −1 were 1.26 and 1.10, respectively. However, the δ max of getter coated sample #4 and #5 (orange curves) after film deposition were 1.06 and 1.48, respectively.
In Figure 7f , the blue curve indicates the SEY of uncoated untreated aluminum alloy and the orange one represents that of the NEG coated untreated aluminum alloy. By comparing with the blue curve of uncoated and untreated aluminum alloy sample in Figure 7f , it can be seen that the maximum SEY of the blue curve in Figure 7a of uncoated laser-treated sample #1 with a pitch spacing of 15 µm and that of the blue curve in Figure 7b of uncoated laser-treated sample #2 with a pitch spacing of 20 µm decreased from 2.30 to 1.04 and 1.13, respectively. The δ max of as-received bare aluminum alloy reported by several other researchers from Science and Technology Facilities Council (STFC) Daresbury Laboratory, National Institute for Nuclear Physics (INFN), German Electron Synchrotron (DESY) and European Organization for Nuclear Research (CERN) varied between 2.55 and 3.50 [10, [28] [29] [30] . The δ max difference of the untreated aluminum alloy might be related to the surface morphology and the oxide thickness of the surface.
As shown in Figure 7 , the δ max of uncoated laser-treated aluminum alloy were lower than that of untreated bare aluminum alloy, and such yield value difference is primarily caused by the induced surface geometrical modification. After film deposition, the δ max of coated untreated aluminum alloy was lower than that of uncoated untreated aluminum alloy. The variations of surface morphologies (Figure 4 ) and chemical components changes both could contribute to the SEY reduction. However, the δ max of the getter coated laser-treated aluminum alloy is sometimes lower or higher than that of the uncoated laser-treated aluminum alloy. The reasons for the SEY change trend difference of coated and uncoated laser-treated aluminum alloy are complicated. Several factors, such as surface morphology, surface chemical states etc., may contribute to this difference.
The E max of SEY curves of laser-treated aluminum alloy varied between 700 and 3000 eV at 100 ≤ E p ≤ 3000 eV in this study. After Ti-V-Hf-Zr getter film deposition, the E max of SEY curves of coated laser-treated aluminum alloy ranged from 300 to 500 eV. It is worth noting that the E max decreased dramatically after film deposition. This may be ascribed to the surface chemical states (such as the elements and the oxidation states) and the variations of surface morphologies before and after Ti-V-Hf-Zr getter film deposition. Firstly, the surface elements were totally different for Ti-V-Hf-Zr coated and uncoated laser-treated aluminum alloy samples. Secondly, a passivation layer was formed on the Ti-V-Hf-Zr getter surface before the SEY measurements, due to the exposure to the air during sample transfer. Thirdly, the roughnesses of the coated samples were lower than the uncoated laser-treated ones, as shown in Table 1 . A rough surface has generally a high E max , as reported by Isabel Montero et al. [31, 32] . Thus, these three aspects may be associated with the E max decrease of the coated ones.
It can be seen that the SEY curves of the getters manifests in an asymmetric peak shape evolution and those of the uncoated laser-treated aluminum alloy surface manifests in a monotone increase with increasing PE. It is demonstrated that SEY has an asymmetric peak for a smooth metallic surface and in a monotonic increase curve on a rough metallic surface [33, 34] . The same SEY trend tendency was verified for the dielectric materials but with a higher amplitude intensity (because of scattering related to the high resistivity effect in dielectrics) [33] . On the whole, the SEY curves mainly depend on material, surface roughness, incident electron parameters, etc. [33] [34] [35] [36] . In this study, these five samples were treated by laser with two different hatched patterns (equidistant and non-equidistant patterns), different scanning speeds and different pitch spacings. These three factors (laser-hatched patterns, scanning speeds and pitch spacings), can contribute to the surface roughness difference. By comparing the measured SEY curves, one can deduce the effect of the roughness on the SEY behavior and, consequently, predict which laser-treated substrate surface characteristics would have a remarkable effect on the getter SEY properties.
Compared with the δ max of Ti-Zr-V getter film which has been widely used in many accelerators, such as Large Hadron Collider (LHC) [37, 38] , the High Energy Accelerator Research Organization (KEK) B-Factory [39] etc., that of as-received Ti-Zr-V getter film with aluminum alloy substrates was about 2.10 with the δ max at 300 eV [40] . This indicates that the E max of Ti-V-Hf-Zr getter film is lower than that of Ti-Zr-V film with aluminum alloy substrates. According to reference [41] , the δ max of TiN thin films with aluminum alloy substrates were 1.5~2.4. The δ max of amorphous carbon films were 0.9-1.3 [42] . For TiZr binary metal alloy films, the δ max varied between 1.0 and 2.1 under different activation conditions [43] . The δ max of Ti-V-Hf-Zr getter film on laser-treated aluminum alloy substrate was found to be close to that of amorphous carbon films, and lower than that of TiN thin films and as-received TiZr binary metal alloy films.
The application of the Ti-V-Hf-Zr coated and uncoated laser-treated aluminum alloy in future accelerators is mostly questioned not by the SEY but mainly by the potentially detrimental effect on the machine impedance budget. Compared to the pumping capability of uncoated laser-treated aluminum alloy, that of Ti-V-Hf-Zr coated one can be more higher. Moreover, the SEYs of Ti-V-Hf-Zr coated and uncoated laser-treated aluminum alloy can both be close to 1, which can be effective for electron cloud mitigation.
Conclusions
For the purpose of improving the vacuum and mitigating the electron clouds in ultra-high vacuum chamber systems, the combination of NEG films and laser structuring patterns on a substrate surface was proposed in this work.
Firstly, the SEM results indicate that floccule-like structures were formed on the surface of sphere/columnar-like grains after the laser-structuring process, and not presented on the NEG film-coated laser-treated substrates. FIB-SEM results manifest that the film thickness on the peak region of the laser-treated surface was higher than that in the valley region.
Secondly, the XPS analysis results show the decreases of titanium oxide, vanadium oxide, zirconium oxide and hafnium oxide concentrations and the increases of metallic titanium, vanadium, zirconium and hafnium concentrations. Thus, the Ti-V-Hf-Zr getter film-coated laser-treated aluminum alloy could be partially activated after heating at 100 and 150 • C, respectively, for 1 h in vacuum and could also act as a pump.
Thirdly, the SEYs of coated Ti-V-Hf-Zr getter film with laser-treated surfaces can be higher or lower than the uncoated laser-treated ones at 100 ≤ E p ≤ 3000 eV. Several factors, such as surface morphology, surface chemical states etc., may contribute to this SEY difference. The δ max of Ti-V-Hf-Zr getter film coating laser-treated aluminium alloy substrates can be reduced to~1.1. The δ max of activated Ti-V-Hf-Zr getter films might be lower than 1. It can be speculated that Ti-V-Hf-Zr getter film coating laser-treated aluminium alloy substrates can be considered as a promising candidate for electron mitigation.
Finally, the application of the Ti-V-Hf-Zr coated and uncoated laser-treated aluminum alloy in future accelerators is also questioned by the potentially detrimental effect on the machine impedance budget. Thus, the possibility that such a surface loses particles during operation is a crucial issue for particle accelerators which requires rigorous evaluation in the future.
